Glucose diene derivatives have been reacted with a 2H-azirine, glyoxylates and imines to form bicyclic structures of type 5, disaccharides 7 and tetrahydroquinolines 10. with the sugar dienes 1a-1c at 50 -55 ºC for 1.5 h. The reaction solutions were concentrated and the residual oils subjected to dry flash chromatography giving the adducts 5a-5c as single isomers in moderate to good yields (42-89%). The structure 5 is assigned on the basis that it will be formed by endo cycloaddition of 2H-azirine 4 to the less hindered face of diene 1, in its s-cis form, conformer a (more stable than conformer b) 2 ( Figure 1 ). 2H-Azirine-3-carboxylates have shown before to participate in endo cycloadditions with carbodienes 4,5 and with 2-azadienes. 6 The stereochemistry of products was confirmed by X-ray diffraction spectroscopy. On the contrary, reactions of 2H-azirine-3-carboxylates with furan and 1,3-diphenylisobenzofuran are controlled by a thermodynamic process due to the easy reversibility of cycloaddition giving exo products. 7 On the other hand, Stoodley 2 has also showed that the glucosyl diene 1 (R 1 = Me, R 2 = Me 3 SiO) undergoes endo addition to benzoquinone, based on X-ray diffraction spectrum of the product. The NOESY spectrum of compound 7a showed that H-2 and H-6 were close in space. This result led us to the conclusion that the cycloaddition between the ethyl glyoxylate and the diene 1b was endo, the approach being from the less hindered face of conformer a ( Figure 1 ).
Reactions of imines 8 with the diene 1b in the presence of BF 3 etherate surprisingly do not produce the expected Diels-Alder products 9. Instead the Schiff bases 8 functioned as the 4π components and the sugar-diene 1b as the 2π component to give the tetrahydroquinolines 10 and 11 (Scheme 4). This kind of reaction has been reported in the literature, where Schiff bases derived from anilines act as dienes, namely with electron rich enol ethers in the presence of BF 3 etherate. 9 The products were obtained in moderate yields (36 -43%) after flash chromatography. The isomeric ratio in the crude products is 7 : 3 for 10a/11a and 5.4 :
4.6 for 10b/11b. The major isomers (10a and 10b) could be enriched by flash chromatography to 85:15 in both cases (Scheme 4).
Since the more stable conformations of the glucose diene 1b are the s-trans forms, 2 it is rather likely that the cycloaddition of the imine 8 to 1b occurs to the s-trans conformers.
Diastereomers are formed by an endo approach of diene 8 to the less hindered face of conformer a and b giving respectively the major and the minor tetrahydroquinoline isomers 2 show up together with the two glucose 6´ protons (4.30-4.14, m, 4H). b) the two CO 2 CH 2 show up together with one of the glucose 6´H (4.17-4.31, m, 5H). c) was not possible to assign signals for protons, neither to obtain the diastereomeric ratio on the basis of 1 H NMR. 
